Ionic disparity of identical molecules in polymorphs.
[structure: see text] Formation of ionic pairs of identical molecules, extremely common in Nature but exceptional for diffractometric observations in the crystalline state, has been found in one of two polymorphs of a nucleobase analogue, 4,6-pyrimidinedione (1). The occurrence of the neutral and ionic polymorphs of 1 in many respects resembles neutral-ionic transitions of electon-donor/acceptor complexes. The ionization affects the reactivity of 1 and illustrates general properties of H-tautomers with low-disproportionation energy.